Direct coupling procedure for the synthesis of N-acyl-2-oxazolidinones derived from alpha,beta-unsaturated carboxylic acids Knol, J; Feringa, B.L. Take-down policy If you believe that this document breaches copyright please contact us providing details, and we will remove access to the work immediately and investigate your claim. Abstract: An efficient direct coupling procedure for the synthesis of Nacyl-2-oxazolidinones derived from α,β-unsaturated carboxylic acids is described in which 2-chloro-1-methylpyridinium iodide is employed as the dehydrating agent.
asymmetric induction have been reported in catalytic studies by various groups. 3 Traditionally, these compound are prepared by reaction of the Nlithiated 2-oxazolidinone with the α,β-unsaturated acid chloride. 4, 5 Literature reports indicate low to moderate yields when unsubstituted 2-oxazolidinone is employed. In our search for a direct coupling procedure, which could circumvent the use of n-butyllithium and α,β-unsaturated acid chlorides, we examined 2-chloro-1-methylpyridinium iodide 1 as a dehydrating agent. 6 Coupling reactions of several α,β-unsaturated carboxylic acids were performed in dichloromethane with nearly stochiometric molar ratios of carboxylic acid, 2- N-acyloxazolidinone 6, derived from phenylpropiolic acid was obtained in only 26% yield. Significantly higher yields were obtained when fumaric acid monomethyl ester 7 was used. As expected this acid proved to be much more reactive in the coupling reaction. The corresponding N-acyloxazolidinone 7 was obtained in 80% after 48 h at room temperature. This is a substantial improvement compared to the synthesis reported sofar. 8 The coupling of substituted 2-oxazolidinones like 4,4-dimethyl-1,3-oxazolidin-2-one and 4(S)-(phenylmethyl)-1,3-oxazolidin-2-one allowed isolation of the products 8 and 9
in respectively 71 and 73% chemical yield.
In conclusion, we have demonstrated a simple new procedure for the synthesis of N-acyl-2-oxazolidinones derived from α,β-unsaturated carboxylic acids.
Experimental
General coupling procedure as illustruted for
3-((E)-3-(methoxycarbonyl)propenoyl)-1,3-oxazolidin-2-one 7:
To a stirred suspension of fumaric acid mono methyl ester (1.30 g, 10 mmol), 2-chloro-1-methylpyridinium iodide (3.07 g, 12 mmol) and 2-oxazolidinone 
3-((E)-3-Butenoyl)-1,3-oxazolidin-2-one 4:
Starting from crotonic acid (0.86 g, 10 mmol) and following the general procedure the mixture was refluxed for 3 days. Purification by column chromatography (SiO 2 : ethyl acetate/hexane 4/6) afforded the product as a colorless oil (0.78 g, 50%). Spectroscopic and analytical data were in complete accordance with those reported in the literature. 
3-((E)-3-Phenyl-2-propenoyl)-1,3-oxazolidin-2-one 5:
Starting from trans cinnamic acid (1.48 g, 10 mmol) and following the general Spectroscopic data were identical to those reported in the literature. 
3-((E)-3-(Methoxycarbonyl)propenoyl)-4,4-(dimethyl)-1,3-oxazolidin-2-one 8:
Starting 
(4S)-3-((E)-3-(Methoxycarbonyl)propenoyl)-4-(phenylmethyl)-1,3-oxazolidin-2-one 9:
Starting from fumaric acid mono methyl ester (1.30 g, 10 mmol) and 4(S)- 
